Hydrosilylation: general procedure [2][3][4] (IPr)Pt(dvtms) (0.001 eq.) was added to neat triethoxysilane (1.05 equiv.). The solution was stirred at 60°C during 60 minutes. To the resulting mixture was added the alkyne (1 equiv.) dropwise and the alkyne-containing flask was rinsed with a minimum amount of toluene. The solution was stirred at 60°C during 2 hours prior to be filtrated trough a short pad of silica gel/Celite/MgSO4 (1:1:1) and eluted with diethyl ether. The solution was evaporated in vacuo to afford the desired β(E)-vinylsilane.
Instrumentation and chemicals
Unless otherwise noted, all manipulations were performed under an argon atmosphere using oven or flame dried flasks. Diethyl ether and THF were distilled on sodium/benzophenone under an argon atmosphere. Dichloromethane and acetonitrile were distilled on CaH2 under an argon atmosphere.
Solvents used for work-up were of technical grade. Commercial reagents were purchased from Acros, Sigma-Adrich, ABCR or TCI and used as received unless stated otherwise. All . High resolution Mass Spectra were obtained from a Thermo Scientific QExactive, with accurate mass reported for the molecular ion or suitable fragment ions. Column chromatography was carried out on silica gel (ROCC 60, . TLC analyses were performed on commercial aluminum plates bearing a 0.25 mm layer of Merck Silica gel 60F254.
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II. TBAHF 2 large scale synthesis
This procedure was adapted from its original description.
1
Tetrabutylammonium hydrogensulfate (16.98 g, 50.0 mmol) was dissolved in 250 mL of CHCl3 in a 1L PE-HD bottle. A solution of KHCO3 (5.05 g, 50.0 mmol) in 12.5 mL of water was added dropwise and stirred for 15 min. KHF2 (5.86 g, 75.0 mmol) was added and the solution was stirred at room temperature for 1 h. The solution was decanted in a glass separating funnel, and the organic phase was filtrated through a paper filter. The solution was concentrated in a glass flask and dried under high vacuum at 60 °C for 4h.
The product could be stored neat in the fridge for long periods with no signs of degradation.
TBAHF2 was used as a 25 or 50 wt% solution in dry MeCN. This solution could also be stored for long periods in glass flasks. Note: TBAHF2 was identified thanks to a comparison between the laboratory-synthetized product and commercially available TBAHF2 from TCI. The graph overlap is shown in section § IX.
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• (E)-2-(4-(Triethoxysilyl)but-3-enyl)isoindoline-1,3-dione (1a)
General procedure was used. No further purification was required to furnish (1a) (92 % yield) as a colorless oil. Rf (10% EtOAc in petroleum ether) 0.32; IR (thin film): 1713, 1393, 1167, 1101, 1074, 959, 818, 779, 719 cm -1 ; 1 H NMR (300 MHz, CDCl3) δ 7.83 (dd, J = 5.5, 3.1 Hz, 2H), 7.71 (dd, J = 5.5, 3.1 Hz, 2H), 6.39 (dt, J = 18.7, 6.5 Hz, 1H), 5.50 (dt, J = 18.7, 1.4 Hz, 1H), 3.83 (t, J = 7.1 Hz, 2H), 3.75 (q, J = 7.0 Hz, 6H), 2.63 -2.51 (m, 2H), 1.17 (t, J = 7.0 Hz, 9H); 13 C NMR (75 MHz, CDCl3) δ 168. 17, 148.65, 133.88, 132.06, 123.15, 122.91, 58.41, 36.73, 35.38, 18.16 • (E)-N-Benzyl-4-methyl-N-(3-(triethoxysilyl)allyl)benzenesulfonamide (1b)
General procedure was used. No further purification was required to furnish (1b) (98 % yield) as a colorless oil. Rf (10% EtOAc in petroleum ether) 0.36; IR (thin film): 2974, 1620, 1599, 1495, 1456, 1441, 1391, 1344, 1159, 1068, 957, 928, 814, 783, 756, 727, 698, 652 cm 143.25, 137.46, 135.77, 129.73, 128.52, 128.40, 127.74, 127.18, 124.21, 58.45, 51.50, 50.68, 21.49 • (E)-(6-Chlorohex-1-enyl)triethoxysilane (1d)
General procedure was used. No further purification was required to furnish (1d) (53 % yield) as a colorless oil. Rf (5% EtOAc in petroleum ether) 0.50; IR (thin film) : 1618, 1443, 1389, 1366, 1294, 1167, 1101, 1076, 995, 957, 814, 781, 735, 128.34, 127.59, 127.50, 119.42, 72.89, 69.66, 58.42, 33.08, 28.34, 18.22 197.94, 159.20, 152.25, 138.45, 129.53, 121.01, 120.12, 119.97, 113.05, 67.35, 58.46, 32.82, 27.76, 26.73, 18.23 60, 142.53, 132.77, 130.47, 129.89, 129.51, 128.28, 64.56, 58.53, 32.36, 27.80, 18.19 11, 159.24, 138.63, 137.75, 130.11, 129.96, 123.27, 121.97, 113.47, 70.60, 58.74, 18.21 • ( 61, 140.87, 140.67, 137.45, 128.90, 128.77, 127.37, 126.97, 126.70, 120.08, 58.42, 18.07 • ( purified by flash chromatography using EtOAc in petroleum ether to afford the desired olefin.
• (E)-2-(6-Phenylhex-3-en-5-ynyl)isoindoline-1,3-dione (2a)
General procedure was used. The crude product (94 % NMR yield using Bromoform as an internal standard) could be purified by flash chromatography using 20% EtOAc in petroleum ether to afford (2a) as a pale orange solid. Rf (95% DCM in petroleum ether) 0.68; IR (thin film): 1771, 1497, 1394, 1364, 1340, 1219, 1055, 959, 870, 754, 719, 689 cm 
S-9 • (E)-N-Benzyl-4-methyl-N-(5-phenylpent-2-en-4-ynyl)benzenesulfonamide (2b)
General procedure was used. The crude product was purified by flash chromatography using 17% EtOAc in petroleum ether to afford (2b 137.23, 136.73, 135.53, 131.44, 129.80, 128.61, 128.46, 128.35, 128.29, 127.85, 127.20, 122.87, 114.12, 90.41, 86.68, 50.39, 48.32, 21.51 • (E)-2-(6-Methylhepta-3,6-dien-1-yl)isoindoline-1,3-dione (2c)
General procedure was used. The crude product was purified by flash chromatography using 10% EtOAc in petroleum ether to afford • (E)-9-Chloro-2-methylnona-1,4-diene (2d) 131.33, 128.36, 110.28, 45.00, 41.13, 32.02, 31.68, 26.64, 22 .37. HRMS could not be obtained for this compound.
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• (E)-(((5-(Cyclohex-2-en-1-yl)pent-4-en-1-yl)oxy)methyl)benzene (2e)
General procedure was used. The crude product was purified by flash chromatography using 10% EtOAc in petroleum ether to afford • Ethyl (E)-2-methyleneundec-4-enoate (2f)
General procedure was used. The crude product was purified by flash chromatography using 5% EtOAc in petroleum ether to afford (2f • (E)-(((7-(Cyclohex-1-en-1-yl)hept-4-en-6-yn-1-yl)oxy)methyl)benzene (2g)
General procedure was used. The crude product was purified by flash chromatography using 3% EtOAc in petroleum ether to afford (2g) (65 % yield) as a pale yellow oil. 
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•
(E)-1-(3-((7-(Cyclohex-1-en-1-yl)hept-4-en-6-yn-1-yl)oxy)phenyl)ethan-1-one (2h)
General procedure was used. • 4-Methylene-6-phenylhex-5-ynyl benzoate (2i)
General procedure was used. The crude product was purified by flash chromatography using 5% AcOEt in petroleum ether to afford •
3-((2-(Cyclohex-2-en-1-yl)allyl)oxy)benzaldehyde (2j)
General procedure was used. The crude product was purified by flash chromatography using 5% AcOEt in petroleum ether to afford (2j) (67 % yield as a 82:18 mixture of α and β isomers) as a pale yellow oil. Rf (5% 10, 159.30, 147.48, 137.72, 130.00, 128.72, 128.64, 123.53, 122.10, 113.16, 113.08, 70.00, 38.70, 28.34, 25.01, 20.61 • Dimethyl 2-(2-methylene-4-phenylbut-3-yn-1-yl)malonate (2k)
General procedure was used. The crude product was purified by flash chromatography using 10% AcOEt in petroleum ether to afford (2k) • ( 48, 140.79, 139.40, 136.35, 129.91 (br), 129.06, 128.74, 127.20, 126.95, 126.83, 110.62, 36.79, 22.99 
V. Large scale procedure
To a mixture of the vinylsilane (3.14 g, 8.65 mmol) and (bromoethynyl)benzene (1.6 mL, 13.0 mmol) in 12 mL MeCN in a 100 mL flame-dried flask was added Cu 40  50  60  70  80  90  100  110  120  130  140  150  160  170  180  190  200  210  220 f1 (ppm)
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